Cl, has an unusual relative orientation of the two planar axial ligands [dihedral angle between the two imidazole planes = 46.55 (9) ]. The average equatorial Fe-N bond length is 1.974 (3) Å ; the axial distances are 1.9628 (19) and 1.9932 (19) Å . The porphyrin core displays modest ruffling. Disorder is modeled for three of the tert-butyl groups of the pickets. In the crystal, a modest -interaction exists between adjacent phenyl rings related by an inversion center, and hydrogen bonds connect the trifluoromethanesulfonate oxygen atoms to the amide groups of the picket substituents.
Structure description
A widespread function of heme proteins in biology is that of electron transfer. One common class of electron-transfer proteins are those in which the central iron of the porphyrin is further coordinated by two axial histidine (imidazole) ligands (Scheidt et al., 1987; Safo et al., 1997) . The iron shuttles between the +2 and +3 oxidation states; a major question is control of the redox potential. The relative orientation of the two planar axial ligands has been suggested as a structural feature capable of modulating redox potentials (Walker, 2004) . Previous structure determinations of iron(III) porphyrinates show that such planar axial ligands are commonly in a relatively parallel orientation, which can be achieved by steric hindrance effects (Safo et al., 1991) . The structure of the bis(1-phenylimidazole)(tetra-o-pivalamidophenylporphinato)iron(III) cation (Fig. 1) , however, shows that an unusual ligand orientation midway between the limiting cases can be obtained.
data reports
The average Fe-to-porphyrin-nitrogen bond length is 1.974 (3) Å , a value that is on the low side compared to other six-coordinate low-spin iron(III) porphyrinates. This low value can be expected given that the porphyrin core displays modest ruffling, with the average observed displacement of the methine carbon atoms of 0.29 (8) Å from the mean plane of the 24-atom core. The two axial Fe-N bond length of 1.9628 (19) and 1.9632 (19) Å are within expected values. The only unusual feature of the structure is the dihedral angle between the two axial ligand planes, which is 46.55 (9) . This dihedral angle is typically close to either 0 or 90 . The individual dihedral angles of the two ligands are 26.53 (6) and 20.03 (12) with the same in-plane Fe-N vector. In the crystal, hydrogen bonds connect the trifluoromethanesulfonate oxygen atoms to amide groups of the picket substituents and a modest -interaction exists between adjacent phenyl rings (C41-C46) related by an inversion center. Aside from typical van der Waals contacts, there are no other significant supramolecular interactions. Two molecules of chlorobenzene are also present in the asymmetric unit.
A large number of six-coordinate iron(III) porphyrinates with two planar axial ligands have been reported. The axial ligands have been both pyridines and imidazoles. A recent review (Scheidt, 2012) has provided structural details for these, including values for the relative orientation angle between the planar ligands and the dihedral angle between the ligand plane and the closest iron to porphinato nitrogen vector (see Table 6 of the review).
Synthesis and crystallization
H 2 TpivPP was prepared by the method of Adler et al. (1967) . The -oxo derivative [Fe(TpivPP)] 2 O was prepared by a modified version of the procedure described by Hoffman et al. (1972) . The oxido bridge was cleaved with HO 3 SCF 3 (triflic acid) to yield [Fe(TpivPP)(OSO 2 CF 3 )], which was then reacted with a tenfold excess of 1-phenylimidazole. Crystals were obtained by liquid diffusion of hexanes into a chlorobenzene solution of the complex.
Refinement
Crystal data, data collection and structure refinement details are summarized in Table 1 . The two chlorobenzene solvates and the trifluoromethanesulfonate counter-ion are completely ordered. Three of the four t-butyl groups are disordered over two sets of sites with half occupancy and some SIMU and SADI restrains were applied along with some bond-length constraints.
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Figure 1
Displacement ellipsoid plot of the bis(1-phenylimidazole)(tetraphenylporphinato)iron(III) cation with atom labeling and displacement ellipsoids drawn at the 50% probability level. H atoms are not displayed for clarity.
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Special details
Geometry. All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds in cell parameters are only used when they are defined by crystal symmetry. An approximate (isotropic) treatment of cell esds is used for estimating esds involving l.s. planes. ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger. The Large Non-Solvent C/H are one of the terminal methyl groups of 1,2-dimethyl-imidazole: C4. ADP similarity restraints and same distance restraints were applied to carbon atoms in the disordered t-Bu groups. All H atoms were placed in calculated positions and refined as riding atoms; for aryl H atoms, C-H = 0.95 Å and U iso (H) = 1.2 U eq (C), for methyl H atoms, C-H = 0.98 Å and U iso (H) = 1.5 U eq (C) , and amide H atoms, N-H = 0.88 Å and U iso (H) = 1.2 U eq (N). 0.0087 (9) 0.0133 (9) 0.0144 (9) −0.0014 (7) −0.0038 (7) −0.0011 (7) N2 0.0090 (9) 0.0131 (9) 0.0148 (9) −0.0024 (7) −0.0043 (7) −0.0003 (7) N3 0.0101 (9) 0.0129 (9) 0.0149 (9) −0.0025 (7) −0.0053 (7) −0.0004 (7) N4 0.0085 (9) 0.0135 (9) 0.0152 (9) −0.0031 (7) −0.0046 (7) −0.0002 (7) 
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